A multi-walled carbon nanotube (MWCNT)-coated indium tin oxide (ITO) slide was used as a platform for the growth of a silver dendrite (Ag-D) film using cyclic voltammetry. The particular dendritic nanostructures were formed by the diffusion-limited-aggregation model due to the potential difference between the MWCNTs and the ITO surface. The Ag-D-coated ITO film was then used for the catalytic degradation of methyl orange (MO) and methylene blue (MB) under static aqueous conditions. The network structure of the Ag-D allows the efficient diffusion of MO and MB, and consequently enhances the catalytic performance. Since the thin film is much easier to use for the post-treatment of powder catalysts, the proposed method shows great potential in many catalytic applications.
Introduction
Metal nanostructures have received considerable attention due to their advanced properties compared with their bulk form [1] [2] [3] . Many applications have been developed based on their superior properties, in areas such as biosensing, catalysis, thermal transportation, surface-enhanced Raman spectroscopy (SERS), and pollutant adsorption [4] [5] [6] [7] [8] [9] [10] [11] [12] . Among different nanostructures, the dendritic nanostructure has attracted considerable interest due to its unique morphology and properties [13] [14] [15] [16] . The dendritic metal nanostructure consists of some major trunks with many hierarchical branches and leaves. This loose and connected network morphology offers a porous and stable structure, and shows excellent adsorption and diffusion abilities. Therefore, metal dendrites have potential applications in the areas of catalysis, SERS, and sensing, in particular [17] [18] [19] [20] .
Among metal dendrites, the silver dendrite (Ag-D) is much closer to being used in real applications than other metal dendrites because of its low cost and relatively facile synthesis [21] [22] [23] [24] [25] [26] . For example, our previous work reported the synthesis of Ag-D based on a galvanic replacement method [27] . However, the use of a sacrificial metal (aluminum in our case) for Ag-D formation cannot avoid the contamination of counterpart ions. To overcome this problem, we proposed an electrochemical deposition method for the formation of an Ag-D coating with the assistance of multi-walled carbon nanotubes (MWCNTs) and graphene oxide [28] . The high price of the graphene oxide still restricts its further application. In this work, we further propose a potentiostatic deposition method for Ag-D deposition on an indium tin oxide (ITO) slide, with assistance only from MWCNTs. The surface hydroxyl groups of the MWCNTs attracted the Ag + ions in the solution, and consequently formed crystal nuclei. Then, Ag-D were formed by a diffusion-limited-aggregation (DLA) model as a result of the local potential difference between the MWCNTs and the ITO substrate. The Ag-D-deposited ITO was then applied for the catalytic degradation of methylene blue (MB) and methyl orange (MO) dyes in the presence of NaBH 4 .
Materials and Methods
Silver nitrate (AgNO 3 ), NaBH 4 , methylene blue (MB) and methyl orange (MO) were purchased from Sigma (Melbourne, Australia). Multi-walled carbon nanotubes (purity ≥ 95%, length 1-2 µm) were purchased from Shenzhen Nanotech Port Co., Ltd. (Shenzhen, China). All other chemicals were analytical grade reagents. ITO-coated glasses (R est = 10 ± 2 Ω) were purchased from Huanan Xiangcheng Tech. Co., Ltd. (Chenzhou, China).
Oxidation of MWCNT was carried out according to our previous work [29] with some modifications. Briefly, 10 mg MWCNT was oxidized in a 20 mL mixture of HNO 3 and H 2 SO 4 (1:3, v/v) under sonication for 2 h. The resulting solution was filtered through a polyether sulfone filter paper (pore size of 200 nm) to remove the acids. The pH was washed using water till neutral. The oxidized MWCNTs were then collected and dried in an oven. The resultant can be easily dispersed into ethanol through a simple sonication, due to the formation of oxygen-containing groups on the wall surface.
For ITO surface coating, 0.5 mL of MWCNTs ethanol suspension (1 mg/mL) was spin-coated onto the ITO surfaces, and dried at room temperature (denoted as MWCNT/ITO). The potentiostatic electrodeposition of Ag-D was carried out using a CHI 832 electrochemical workstation (CH Instruments, Austin, TX, USA) at −1.4 V in 0.1 M HNO 3 with the presence of 0.1 mM AgNO 3 . The deposition was carried out using a three-electrode system (reference electrode: Ag/AgCl (3 M KCl); auxiliary electrode: Pt wire). After electrodeposition, the Ag-D coated ITO was washed using water and ethanol. The resulting Ag-D-coated ITOs were denoted as Ag-D/ITO-1, Ag-D/ITO-2, and Ag-D/ITO-3, which had deposition times of 20 s, 40 s, and 60 s, respectively.
The morphology of Ag-D was characterized using a scanning electron microscope (SEM, ZEISS SUPRA 40VP, Carl Zeiss, Jena, Germany). The XRD patterns of the Ag-D samples were collected using an X-ray diffractometer (D2 Phaser, Bruker, Billerica, MA, USA) with Cu Kα radiation (λ = 1.5405 Å). The optical properties of the samples were obtained using UV-Vis spectrophotometer Lambda 35 (Perkin Elmer, Waltham, MA, USA).
For catalytic degradation of MB and MO, MWCNT/ITO or Ag-D/ITO slide was placed at the bottom of a Petri dish containing 20 mL of MB or MO aqueous solution (15 mg/L). Then, 0.5 mL of NaBH 4 (0.5 M) was injected into the Petri dish. The catalytic degradation process was monitored by UV-Vis spectroscopy at regular time intervals.
Results and Discussion
The morphologies of the Ag-Ds formed at different deposition times are shown in Figure 1 . Figure 1A shows that the electrodeposition of Ag without the MWCNT coating resulted only in Ag clusters. Figure S1A shows that the potentiostatic treatment of MWNCTs without Ag precursor cannot affect the morphology of MWCNTs, while the dendrites formed only in the presence of AgNO 3 ( Figure 1B-D) . The electrodeposition time also plays an important role during Ag-D formation. As shown in Figure 1B , Ag-D/ITO-1 shows only the initiation of Ag-D on the MWCNT surface. After 60 s of deposition, distinct Ag-D was formed on the ITO surface with a porous network structure ( Figure 1D ). The formation of Ag-D with the assistance of MWCNTs can be explained as follows: the surface-hydroxylated MWCNTs were able to attract Ag + ions as a pre-absorption step. These Ag + ion-rich centers are first nucleated during the electrodeposition. Under an electric field, the Ag nucleation normally prefers a spherical shape. However, the presence of the MWCNTs provides a potential difference between the ITO pre-formed Ag nucleus and the ITO surface. Therefore, Ag growth occurred under non-equilibrium growth conditions. The growth of the initial Ag-D was then controlled by a typical diffusion-limited-aggregation (DLA) [28, 30, 31] . The Ag + ions in the electrolyte then migrated to the tips of the initial Ag-D and resulted in continuous growth and elongation.
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Therefore, Ag growth occurred under non-equilibrium growth conditions. The growth of the initial Ag-D was then controlled by a typical diffusion-limited-aggregation (DLA) [28, 30, 31] . The Ag + ions in the electrolyte then migrated to the tips of the initial Ag-D and resulted in continuous growth and elongation. The UV-Vis spectra of the Ag-D were recorded, and are shown in Figure 2A . The Ag-D were removed from the ITO surface through a 5-min sonication process, and then dispersed in water for characterization. As shown in Figure 2A , the spectrum of Ag-D-1 showed a characteristic absorption peak at 356 nm, which corresponds to the surface plasmon resonance (SPR) absorption [32] . Two similar spectra were recorded at Ag-D-2 and Ag-D-3. Noticeably, the characteristic peak for Ag-D showed a continuous widening along with deposition time. Since the SPR absorption of Ag is highly related to the size and structure of the nanostructure, the silver dendrites can be considered as the mixture of different-sized silver nanoparticles (branch, stem and leaf). Therefore, the broad peak with a long tail indicates the formation of Ag-D in a supramolecular structure [33] [34] [35] . The UV-Vis spectrum of the MWCNTs was also recorded, and is shown in Figure S1B . The spectrum shows a flat and smooth background feature without any distinct peak in the range of 300-600 nm. The spectrum also presented a typical absorption band at 260 nm, which can be attributed to the π-π* transition characteristic of the MWCNTs.
The XRD patterns of the Ag-D were also collected to determine the crystal phase changes during the deposition. The samples for XRD analysis were also prepared using sample dispersion on a mica substrate. As shown in Figure 2B , XRD patterns of Ag-D-1, Ag-D-2 and Ag-D-3 all show distinct peaks at 35.44°, 42.71°, 62.46°, 75.67° and 79.66°, corresponding to the (111), (200), (220), (311) and (222) silver face-centered-cubic (fcc) crystal diffractions, respectively. However, the peak of (111) showed significant growth, suggesting the Ag-D growth prefers the (111) planes during the electrodeposition process. The XRD pattern of the MWCNTs exhibits the typical peaks at 25.6° and 42.7° ( Figure S1C ), corresponding to the graphite (002) and (100) reflections. These peaks were absent in the Ag-Ds, probably due to the surface silver coverage of the MWCNTs and the strong silver signals. The UV-Vis spectra of the Ag-D were recorded, and are shown in Figure 2A . The Ag-D were removed from the ITO surface through a 5-min sonication process, and then dispersed in water for characterization. As shown in Figure 2A , the spectrum of Ag-D-1 showed a characteristic absorption peak at 356 nm, which corresponds to the surface plasmon resonance (SPR) absorption [32] . Two similar spectra were recorded at Ag-D-2 and Ag-D-3. Noticeably, the characteristic peak for Ag-D showed a continuous widening along with deposition time. Since the SPR absorption of Ag is highly related to the size and structure of the nanostructure, the silver dendrites can be considered as the mixture of different-sized silver nanoparticles (branch, stem and leaf). Therefore, the broad peak with a long tail indicates the formation of Ag-D in a supramolecular structure [33] [34] [35] . The UV-Vis spectrum of the MWCNTs was also recorded, and is shown in Figure S1B . The spectrum shows a flat and smooth background feature without any distinct peak in the range of 300-600 nm. The spectrum also presented a typical absorption band at 260 nm, which can be attributed to the π-π* transition characteristic of the MWCNTs.
The XRD patterns of the Ag-D were also collected to determine the crystal phase changes during the deposition. The samples for XRD analysis were also prepared using sample dispersion on a mica substrate. As shown in Figure 2B (222) silver face-centered-cubic (fcc) crystal diffractions, respectively. However, the peak of (111) showed significant growth, suggesting the Ag-D growth prefers the (111) planes during the electrodeposition process. The XRD pattern of the MWCNTs exhibits the typical peaks at 25.6 • and 42.7 • (Figure S1C ), corresponding to the graphite (002) and (100) reflections. These peaks were absent in the Ag-Ds, probably due to the surface silver coverage of the MWCNTs and the strong silver signals. The catalytic activities of the Ag-D/ITO have been investigated using MO and MB in the presence of NaBH4. The spectra recorded in the absence of catalyst does not show a clear dye-degradation reaction. Figure 3 shows the UV-Vis absorption spectra of the MO and MB with different catalysts after 30 min. It can be seen that the MO and MB solution showed slight decreases in absorbance in the presence of MWCNT/ITO, probably due to the adsorption effect. On the other hand, the presence of Ag-based catalysts showed significant decreases in the absorbance of both dyes, suggesting that silver nanostructures could catalyze the decomposition process by reducing the activation energy. Among the Ag-D/ITOs, Ag-D/ITO-3 showed more promising catalytic activity, compared with those of Ag-D/ITO-1 and Ag-D/ITO-2. We also conducted the catalytic reaction using Ag/ITO deposited without the assistance of MWCNTs (60 s deposition). It can be seen that the Ag/ITO showed a lower catalytic performance than Ag-D/ITO. Therefore, the porous dendritic structure of the Ag-D coating is more favorable than the normal Ag coating for catalysis. In addition, the presence of MWCNTs could efficiently adsorb dye molecules via the π-π stacking interaction, resulting in a high concentration of dye molecules around the Ag dendrites [27] . Catalysis occurs only on the surface of metals; therefore, increasing the available surface area will greatly enhance the effectiveness of the catalyst [36, 37] . From the figure, it can be observed that the catalytic degradation processes all exhibited a sharp increase in the initial stage, since both the absorption and degradation occurred simultaneously. The following formula was used to represent the degradation performance: The catalytic activities of the Ag-D/ITO have been investigated using MO and MB in the presence of NaBH 4 . The spectra recorded in the absence of catalyst does not show a clear dye-degradation reaction. Figure 3 shows the UV-Vis absorption spectra of the MO and MB with different catalysts after 30 min. It can be seen that the MO and MB solution showed slight decreases in absorbance in the presence of MWCNT/ITO, probably due to the adsorption effect. On the other hand, the presence of Ag-based catalysts showed significant decreases in the absorbance of both dyes, suggesting that silver nanostructures could catalyze the decomposition process by reducing the activation energy. Among the Ag-D/ITOs, Ag-D/ITO-3 showed more promising catalytic activity, compared with those of Ag-D/ITO-1 and Ag-D/ITO-2. We also conducted the catalytic reaction using Ag/ITO deposited without the assistance of MWCNTs (60 s deposition). It can be seen that the Ag/ITO showed a lower catalytic performance than Ag-D/ITO. Therefore, the porous dendritic structure of the Ag-D coating is more favorable than the normal Ag coating for catalysis. In addition, the presence of MWCNTs could efficiently adsorb dye molecules via the π-π stacking interaction, resulting in a high concentration of dye molecules around the Ag dendrites [27] . The catalytic activities of the Ag-D/ITO have been investigated using MO and MB in the presence of NaBH4. The spectra recorded in the absence of catalyst does not show a clear dye-degradation reaction. Figure 3 shows the UV-Vis absorption spectra of the MO and MB with different catalysts after 30 min. It can be seen that the MO and MB solution showed slight decreases in absorbance in the presence of MWCNT/ITO, probably due to the adsorption effect. On the other hand, the presence of Ag-based catalysts showed significant decreases in the absorbance of both dyes, suggesting that silver nanostructures could catalyze the decomposition process by reducing the activation energy. Among the Ag-D/ITOs, Ag-D/ITO-3 showed more promising catalytic activity, compared with those of Ag-D/ITO-1 and Ag-D/ITO-2. We also conducted the catalytic reaction using Ag/ITO deposited without the assistance of MWCNTs (60 s deposition). It can be seen that the Ag/ITO showed a lower catalytic performance than Ag-D/ITO. Therefore, the porous dendritic structure of the Ag-D coating is more favorable than the normal Ag coating for catalysis. In addition, the presence of MWCNTs could efficiently adsorb dye molecules via the π-π stacking interaction, resulting in a high concentration of dye molecules around the Ag dendrites [27] . Catalysis occurs only on the surface of metals; therefore, increasing the available surface area will greatly enhance the effectiveness of the catalyst [36, 37] . From the figure, it can be observed that the catalytic degradation processes all exhibited a sharp increase in the initial stage, since both the absorption and degradation occurred simultaneously. The following formula was used to represent the degradation performance: Catalysis occurs only on the surface of metals; therefore, increasing the available surface area will greatly enhance the effectiveness of the catalyst [36, 37] . From the figure, it can be observed that the catalytic degradation processes all exhibited a sharp increase in the initial stage, since both the absorption and degradation occurred simultaneously. The following formula was used to represent the degradation performance:
where A 0 is the initial absorbance of dyes solution and A t is the absorbance of the dyes at time t [38] .
The result indicates that all Ag-D/ITOs are able to fully degrade both dyes within 2 h. Among them, Ag-D/ITO-3 shows the highest degradation performance, in which more than 95% of both MO and MB were degraded within 60 min and 80 min, respectively.
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where A0 is the initial absorbance of dyes solution and At is the absorbance of the dyes at time t [38] .
The result indicates that all Ag-D/ITOs are able to fully degrade both dyes within 2 h. Among them, Ag-D/ITO-3 shows the highest degradation performance, in which more than 95% of both MO and MB were degraded within 60 min and 80 min, respectively. Pseudo-first-order kinetics of the catalytic decomposition of MO and MB were also calculated using the following equation:
where C0 and C are the initial and reaction concentrations of MO and MB at time t, respectively [39] . Table 1 . The results suggest that the Ag-D coating proposed in this work is a competitive catalyst film for organic pollutant degradation. Noble metal catalysts are known to suffer from poisoning by the reaction products [40] . The reusability of the Ag-D/ITO-3 was examined with regard to consideration in real applications. The coated film is an easy form to use for real applications, since it can be taken out and reapplied for multiple uses. The Ag-D/ITO-3 was taken out after a complete degradation cycle and washed with water and ethanol before the next use. The results show that the Ag-D/ITO-3 retained more than 85% of its original performance at the 5th cycle for both MO and MB degradation. Therefore, the Ag-D coating can be considered an efficient catalyst for the treatment of dye wastewater. Pseudo-first-order kinetics of the catalytic decomposition of MO and MB were also calculated using the following equation:
where C 0 and C are the initial and reaction concentrations of MO and MB at time t, respectively [39] . k is the first-order rate constant. Table 1 . The results suggest that the Ag-D coating proposed in this work is a competitive catalyst film for organic pollutant degradation. Noble metal catalysts are known to suffer from poisoning by the reaction products [40] . The reusability of the Ag-D/ITO-3 was examined with regard to consideration in real applications. The coated film is an easy form to use for real applications, since it can be taken out and reapplied for multiple uses. The Ag-D/ITO-3 was taken out after a complete degradation cycle and washed with water and ethanol before the next use. The results show that the Ag-D/ITO-3 retained more than 85% of its original performance at the 5th cycle for both MO and MB degradation. Therefore, the Ag-D coating can be considered an efficient catalyst for the treatment of dye wastewater. 
Conclusions
In this work, Ag-D was electrodeposited on an ITO surface for the catalytic degradation of MO and MB in aqueous conditions. The deposition of Ag-D was achieved with the assistance of MWCNTs. The pre-absorption of the Ag ions on the MWCNTs surface provided the Ag nuclei in the initial stage of the electrodeposition. The potential difference between the MWCNT surface and the ITO substrate resulted in the growth of the Ag-D. Due to the porous and supramolecular structure of the Ag-D, a high catalytic performance was recorded when applied for the decomposition of MO and MB dyes.
Supplementary Materials: The following are available online at http://www.mdpi.com/2079-6412/7/12/232/s1, Figure S1 : SEM image, UV-Vis spectrum and XRD pattern of MWCNTs.
